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ORTUNBEROGR, D. LGrinberger, D.J; SHORMOVA, Z. [Sormowa, Z.J; SHORM, F. 
orn, F.] , 


Effect of albomycin on oxidation processes and nucleic acid metabolisa 
in Staphylococcus aureus and EBecherichia coli [vith summary in 
German). Biokhimiia 22 no.1/2:148-153 Ja-F '57, (MIRA 10:7) 


1. Biokhimicheskoye otdeleniye Khimicheskogo instituta Chekhoslovatekoy 
akademii nauk, Praga. 
(MICAUCOCCUS PYOOBNES, effect of druge on, 
albomycin, on oxidation & nucleic acid metab. (Rus)) 
(ESCHERICHIA COLI, effect of drugs on 
same) 
(ANTIBIOTICS, effects, 


albomycin on B.coli & Micrococcus pyogenes aureus 
oxidation & nucleic acid metab. (Ros)) 

(NUCLEIC ACIDS, metabolisn, 
E.coli & Alcrococcus pyogenes aureus, eff. of albomycin 
(Bus )) 
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SOCK, F.; HOMANUK, M. 


"Terpenes, LXXIII cis~ and trans-bicylo (o, 3, 5) decane. In German." 


Ps 779 (Collection of Czechoslovak Chemical Commnications, Sbornik,Chekhoslevats- 
kikh Khisicheskikh Ratot) Vol. 22, no. 3, June 1957 
Prarue, Czechoslovakia 
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CZECHOSLOVAKIA/Org ganic Chemistry. Naturally Occurring Substances 
and Thelr Synthetic Analogs. G-3 


Abs Jour: Roferat Zhur-Khimiye, to 4, 1958, 11420. 


Author ; Jarolin, V., Streibl, M., Dolejs, L., and Sorm, F. 

Inst : Not givan. aceon 

Title : G1 Terzenes. LXXV. Cis and Trans-homocaryophyllenic 
Acid. iXXVI. Synthesis of 4,8,11,11-tetramethylricyclo- 
(0, 2,7) -undecence (caryophyllene). 

Orig Pub: Soornik Chekhoslov Khim Rabot, 22, No 4, 1266-1276; 


1277-1282 (1957) (in English with a summary in Russian) 


Abstract: See RehKhim, 1957, 44661, 44662. 
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OZECHCSLOVAKIA/Organic Chemistry. Naturally Occurring ata 
and their Synthetic Analogs. =3 


! Abs Jour: Referat Zhur-Khimiya, No 4, 1958, 11457. 


Author : Smt, J., Beranek, J., Sicher, J+; and Sorm, F. 
Treat : 
Title : Synthecis of 4-emin-3-isnoxazolidene (Cycloserine) 


Orig Pub; Chen Listy, 51, tio 1, 112-122 (1957) (in Czech); 
Sbornik Chektoslov Khim Fabot, 22, No 1, 262-273 
(in English with a summary in Russian) 


‘ » The antibiotic cycloserine (I) (see RZhxhiz, 1956, 

a 16239) fastback eynthesized from the methyl ester of 
N..tritylserine (II) via the methyl ester of O-mesyl- 
N-tritylserine (III), 1-trityl-2-carbomethosyethylene- 
{mine (IV), which on reaction with NHQ0H.HCL gives 
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CZECHOSLOVAKIA/Crganic Chemistry. Naturally Occurring Substances 
and their Synthetic Analogs. G-3 


Abs Jcur: Referat Zhur-Khimiya, ilo 4, 1953, 11457. 


hydroamic acid (V); the latter adds HCl with the forna- 
tien of the hydrochloride of X -amino- ‘5 -chloropropichy- 
droxamic acid (VI); strongly basic anion exchange re- 

sins cyclize VI to I. For comparison purnoses 4-benzyl- 
amnine~ (IX) and 4-benzhydrylaminoisocxazolidone-3 (X) 
were synthesized fren N-benzyl-2-carbormethoxyethyleneimine 
(VII) and N-benzhydryl-2-carbomethoxyethyleneimine (VIII) 
by the same method. 1-benzylethyleneimine~2-carbchy~ 
droxamic acid (XI) is synthesized by refluxing 87.5 gms 
of the zethyl ester of 1,2-dibromopropionic acid sic J 
in 550 ml C6K6 for 3 hrs with 71.4 gms triethylamine and 
35.2 gms benzylamine, shaking the mixture with water for 
12 hrs and allowing the mixture to stand with VII /TN: 
meaning appears garbled/ for 48 hra, obtained by eva~ 
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CZECHOSLOVANTA/Crranic Cremistry. Naturally Occurricg aaa a 
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Ley 
Nos Sour: Refernt Zhur-Khimiye, No 4, 1958, 11457. 


C.5 liter CH30H with 12.5 ems NapC03 in 1 eee as 
allowius te stard days, and acidifying wit 5 re ciae 
GhigdONN in ACO ml alechol; the yield is 73;, =P 139-1 
(dscemp: from CHg0H). Hydrogenation ard check 8 = 

the latter procuct give serine. The hycrogena on 

0.03 mow X in iCO ml alcohol and 1 mL oe oe 

PLO. by COO ml Ho gives 2.15 gms of the ae ONS as 
penzhydrylserine, mp 142-1440 (grem alcchol). eae 
c2 0.03 mol II, 50 ml dry pyridine, and 2.5 ml me hs : 
ride is kept 2 hrs at 0.4, diluted with 200 ae 
and CHC13; III is extracted in 90%. yield, mp 1 eee 
benzene-alcohol) 0O.C1 mol II in 50 ml dioxane = ee 
with MH,0# (prepared frem 14 grs IH20%.BC1 in 
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CH320H and 5.9 gms Ma in 80 rl CH30H) 3 after 3 days 
the reaction mixture is diluted with 100 ml water, 
and neutralized with Ca3COCH; further diluticn re- 
sults in the formation of a precipitate (33 gms ) 
of i'-tritylserinehydroxamic acid, mp 1090 (C308); 
the product contains 1 melecule of cerbined Ci30K. 
A mixture of 0.02 ml TIT, 20 ml Cents, 1 ml CH3CH, 
and 2.5 gus N-ethylpiperidine is refluxed 8 hr3, 
diluted with 15 mL CHCl » Washed with water, and 
evaporated; the yield of IV is &:, rp 130-131° 
(from benzene~cyclohexane). (n sterding for 3 days 
a mixture of 9.18 mol IV in 100 ml dioxane ana 
25-2 gms NHOON.HC] and 12.4 gs Na in 150 cl Ch30ii 


Card : 8/10 


"APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4 


Abs Jour: Referat chur-Khimiya, ifo 4, 1958, 11457. 


gas; after 3 hrs VI is obtained by sucticn filtration, 
yield 66°, mp 191° (decomp; from CH,0H-ether). Hydro- 
genntion and hydrolysis of the latter product give 

XIT. 0.056 mol VI in 100 m). water is passed for 10 min 
through a column containing 300 ml sic / of amberlite 
TRA-400G anion exchange resin (strongly basic), the 
eolum is washed with 1 liter water (1 hr), and the 
product is eluted at 0° with 20% CHCOOH. ‘The eluate 
is collected until the pH attains 5.8, and the solution 
(60 m1) is diluted with 450 mi alechol; at -S0° DL-I 
precipitates, yield 51);, mp 141-142.50 (frem C0" 
alcohol). 
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CZECHOSLOVAKIA/Organic Chenistry. Naturally Occurring Sub- 
stances and Their Synthetic Analogs. G+3 


Abs Jour: Ref Zhur-Khin., No 13, 1958, 43491. 

Author : Fajkos J., Sorn F. 

Inst : ee Se 

Title : On Steroids. XXVIII. Synthesis of Analogues of 
Progesterone and Desoxycorticosterone With the 
Side Chain in Position 16. 


Orig Pub: Sb. chekhosl. khim rabot, 1957, 22, No 6, 1873-1886. 


Abstract: See RZhKhin, 1958, 11432. 
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Abs Jour: Ref Zhur-Khin., No 13, 1958, 43474. 


Author : Suchy M., Herout V., Som FP— 
Inst 


Title : Qn Terpenes. LXXVII. On the Nature of Arctiopicrin -- 
the Unsaturated Lactone from Arctum Mines Dernh. 


Orig Pub: Sb. chekhosl. khim. rabot, 1957, 22, No 6, 1902-1908. 


Abstract: See RZhKhin, 1957, 54490. 
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Abs Jour: Referat Zhur-Khimlya, No 5, 1958, 14358. 


Author : Novak Jiri, Ratusky Josef, Sneberk Vladimir, Sorm Frantisek. 
Inst : anne moter amma 
Title + Reactions of Diazoketones. I. Interaction of Diazoacetone 


with Unsaturated Compounds. 


Orig Pub: Chem. listy, 1957, 51 No 3, 479-4923 Sb. chekhosl. khim. 
rabot, 1957, 22, No 6, 1836-1851. 


Abstract: Diazoketones /diazoacetone (I)7 react with unsaturated com- 
pounds to form derivatives of acetyl cyclopropane. Reaction 


C6HE reacts only in the presence of BF3; the yield of phenyl- 
acetone is 4%. Vinyl esters and ethers usually yield a mix- 
ture of cyclopropane derivatives and ketones II. Acryloni- 
trile formes with I (1 hour, 100”. addition of Cu) a compound 


Card 2 1/5 


~ APPROVED F ; 
CUNCHOGLOVARTA Organic Chesil Stry 08/2 312900 canta Ane BE; 00513R.001652420016-4" 


Abs Jour: Referat Zbur-Kbimtya, No 5, 1958, 14358. 


Cols 100N , BP 120°/0.3 mm, MP 95°, the structure of which was 
not neebtigated. Furan and sylvan are cleaved by I. To 

15 g styrene and 1 g Cu are added at 100° 5 g styrene + 3 € 
I and mixture is heated for 2 hours; l-acetyl-2-phenylcyclo- 
propane (III) is distilled and subjected to chromatography 
on 1,03, yield hog, BP 73 /0.3 ma; semicarbazon (sc), MP 


135 . oie hydrogenated, over Pd/C, to 1-phenylpentanone~ 


, BP 130°/17 ma, 64°/0.22 mm; SC, MP 128°; oxidation of III 
with a solution of Br, in aqueous NaOH yields 2-phenylcyclo- 
propanecarboxyl-1 acid, MP 90-; amide, MP 188°. Similarly 

to III there is formed from I and omepa-ethylstyrene, in cyclo- 
hexane at 85° in the pregence of CoS%,, 1-cetyl-2-phenyl-3- 
ethylcyclopropane, BP 78 /0.005 mn. koiution of 5 g I in cyclo- 
hexane is added to boiling suspensicn of 0.2 g anhydrous 

CuSO4 in cyclohexane, to get 38.7% of T-acetyl-bicyclo- 
[%,1,07-heptane, BP 83-86°/10 mm, n°” D 1.4805; SC, MP 175°5 


iy = 
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only the acetate of T-ncetyl-bicysio-[ 1,0] ease yield 
° . MP . game manne from 
ae eeu = (al alam iengere T-acetyl-2-cxabi cyclo~/h,1,0/- 

. 7 
heptane (IV), yield 54%, BP 80-83°/10 mm; MP saad ; ess 
<ained also from the acid chloride gf, 2 amas ah and (ats)o 

tane-7-carboxylic acid, wp 89-9 and 
cea yield 68%. V was obtained from pe eT 
xgcntoot a with subsequent apres poe pe ih Rs : 
ee ole reacts with I cyclohexane venta 
ie “a Cu at 80 3 by distillation of the peer gt i. 
ce purification is isolated, with a ylel oO i , ‘ ee 
Cena OF 116.5-118.5°; picrate, MP 116-117 ot BP enh 70/ 
with LiA1H, to 1-(3-indolyl)-propanol-2, yield Corie ane 6 -acee 
0.35 mm “e 37.5°. Coumarone and_Cus0, give wi eee a ee 
Sei cacaes i,-penzobicyclo-/3,1,0 -hexene-3, MP . ido eicsele: 
certea with NaOBr in aqueous dioxane to 2-oxa-3,4- 
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Their Synthetic Analogues. 


Abs Jour + RZhhim., No 10, 1958, 32586 

Author : Vlastimil Herout, Ladislav Dolejs, Frantisek Sorm 

Inst : Not given ars aaa 

Title : Terpenes, LXXIX, Structure of Artabsine, Frochamazulen- 
ogenetic Substance frem Bitter Absinth. 

Crig Pub ¢ Chur. listy, 1957, 51, No 3, 572-578; Sb. chekhosl. khim. 


rabot, 1957, 22, No 6, 1914-1920 


Abstract 1: Tho authors sttribute the probable structure of heoxy- 
guaisnoiione-2,4(10)-olide-8,12 to artebsine {I}, the 
prochamazulencgenotic substance fron bitter absinth 
(Artemisia absinthium L.) (see RZhKhin, 1955, ahern\, 
besed on the hydrogenation and cxidation products. “heir 
reactions and infra-red spectra. But the structure of 4-o- 
xy-guaianodiene~1, 3-olide-8, 12 (RZhKkhim, 1957, 37762) cannot 
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Aos Jour; RZhKbim., No 10, 1958, No 32586 


be completely excluded. 1.63 g of L-nxyguaiaene-4(10)- 
-olide-8,12 Gry aaeliad ge taara (II), melting point 133.5 
to 134° (from isopropyl ether), /&/“ = -13¢% (c « 1.71, 
all <-s in chloreform), was prepared by hydrogenation of 
2.13 g of I in 10 mlit of alenhol on 0.17 g of PtOp and 
chromatography on 170 g of Alz03 in COHe. 110 mg ef oxy- 
exydnlactone (III), melting peint 160° (fram alcohol - isn- 
prepyl ether), was produced by ezenizatinn ef 150 mg of IT 
in 5 mlit of CH3COCH (30 min. at 15°) and hydrngenaticn of 
the product on 50 mg ef PtAo. Ketonxidolactene (IV) Cy5H22Ck, 
melting point 145° (frem iseprepyl ether), yleld 20 mg, was 
preduced frem the neutral fraction by oxidatiren of 33 mg of 
III by 50 mg of CrO3 in 2 mlit of glacial CH3COCH (12 heurs) 
at 207). 4 products were obtained by hydrogenation of 5.66 
g of I in 10 mlit of glacial CH3COCH on 692 mg of PtOo and 
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Cr0z doos not oxidizo VI "a", "b" and "c" into CHzCOOH . 

70 Sg of guecloene-f-olido-68,12 (VII), boiling point 126 to 
129° under 1,2 mm wos received by dehydrogenation of 1060 
ng of VI "a" with 150 ng of SOOly in 1.5 mlit of pyridine 
(15 hours et 0° and 2 hours at 20°), 320 ng of trioxy-1,4- 
oxidoguaienolide-8-12, melting point 188° (from alcohol - 
isopropyl other), was obteined from the noutral fraction 

by oxidation of 1 g of I with 1.5 g of KMn0y, in tho solution of 
100 mlit of ecotono, 4 nlit ef wator and 1 nlit of CHaCCOH 
(1.5 hour at 20°). HCOOH is formed at the oxidetion of the 
product with NeIQ, in weter, The infrered spectra of IV, 
V, VI "e", "b" and "ce" and VII ero presented. 
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Author :; Fajkos, J. and Sorm, F. 

Inst SS 

Title : On Steroids. XXVIII. Synthesis of Analogs of Pregesterone 
and Desoxycorticosterone with the Side Chain in the 16- 
Position. 


Orig Pub: Chem Listy, 51, No 3, 579-591 (1957) (in Czech) 


Abstract: The following analogs of progesterone and desoxycorti- 
costerone having the side chain in the 16-position 
have been synthesized: the action of CH3MgBr on 3 
-acetoxy-16-cyanoandrostadiene-5,16 trt) which 


is selectively hydrogenated to 3/6 ~hydroxy-16 fp - 
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CZECHOSLOVAKIA/Organic Chemistry- Naturally Occurring 
Substances and their Synthetic Analogs: G-3 
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(c = 1-773 alcohol). When a suspension of 0.3 gu XIII 
in 1.2 ml oxalyl chloride and 12 mL CEHG is shaken for 
15 min and evoporated under vacuull, 360 mg XV are ob- 
tained; the latter are dissolved in 6 ml Cele and poured 
at «10 to 0° into a solution of CHalla (from 5 gm nitro- 
somethylurea); after 1 br the filtrate is evaporated 
and the XVI which is obtained (340 mg) is heated ( 1 hr, 
go°) with 1.5 mL 5% CH3CO0Ne in CH3COOH, the solution is 
evaporated, and the ety product is extracted with ehter; 
chromatogcaphy on Al,03 gives 149) XVII (elution with 
petroleur ether :_benzene = 1: 2), mp 194-195° (from 
acetone), / (XY + 3% 41° (c = 2.65). When 1 gm 
XX is refluxed for G05 hrs with 0.3 gm KeC03 in 50 mL 
CH,0H and 10 ml water, an 83% yield of 3 ehydroxy-17- 
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cynaoand.sratadiene-5,16 is obtained, mp 170-171° (from 


‘ 
‘ 


p,7 08% 1° (c = 3-18); the latter pro~ 
Zed (as in the case of II to VIII) to 

~k,, 16 IIt), yield 68%, 

24 168 + 2° (c= 

2.08). WV 2 ml ethylene 
glycol, 15 ng p-toluenesulfeaic acid, 
is reflvzed for 2 hrs (removal of water), 
of 3_ethylenedikydroxy-17-cyanoandrostad/sne- 
obtained, mp 217-219° (from alcohol), [QC_/*D 45 + 
1° (c = 2.45) which is converted to XxI (as in the case 
of I to II, decomposition with a solution of NH,C1); 
after purification by chromatography on Al903 the yield 
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later becones very marked. In the opinion of the 
authors nethyl radicals are presant in the reaction 
space both in the gas phase and on the furface of the 

Si or at the surface of the contact mass (CM). The 
redicals in the ges phase combine to form silicone 

free reaction produets while the radicals localized 

on the surface of the Si or on the CM fern the nethyl- 
chlordsilanes proper. The gradual decreosse in the 

yield of nethylchlorosilancs continues until the radi-«~ 
cals present in the gas phase cre exheusted, The sharp 
decrease in yield begins when the NO which is added 
begins to react alsc with the radicals Loeelized an the 
surface of the CM. The reactions of the methyl radicals 
in the gas phase are discussed, in particular, the renae- 
tions with CHCL, end Ho, thertal decompositicn, 
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and disproportionation reactions. The theoretical con» 

clusions are compared with the experinental data on the 

cis of the reaction products (see RZhKhin, 1957, 
912). 
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ducts, 6-ecotoxyguaienolides-8, 12 (IIe end IIb) with melting 
points 115.5° end 123°, were produced by hydrogenetion of I 
on Ft (frem FtQo) in glecial CHsCOCH, this indicetes that 
the oxy group in I is bonded with tho cerbon atom next to 

e binery bond. l-oxy-6-acotoxygeianolide-8, 12 (tetrrhydro- 
metricine) (III) together with a little emount of dihydro- 
metricine (IV) wes produced by hydrogonetion of I on FtCo 
4n eleohol. IIe when seponified with K26%% inCH30H pre- 


duces the corresponding 6-oxigueianolide-8, 12(V). 
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totrol (XII) was detected only in © small emount in mother 
liquors (by paper chrenetography). XII wes synthetized by 
roducing with LiAlH, at en eleveted temperature in N-othyl- 
pyridine. XI produces X when dehydrogonated with Se, while 
XII produces e nixture cf X with lindornzulene (XIII) undor 
the samo conditions, The formetion of XIII together with 

X fron XII is a proof that the position of the acetoxyl group is 
at o(5)* III is steble with respoct to CrOg in gleciel 
CHzCOOH in the cold, while VI produces l-oxy-6-ketoguaieno- 
lido-8, 12 (XIV) under the seme conditions, which is a proof 
thet -the free oxy group in I is a tortiary group. Keto- 
gueicnene-1(9)-olide-8, 12 (XV) wes synthotized by the 
dchydrogenction of XIV with BFz2 ustercte or HCOOH, its binery 
bond is not conjugate either with the lectone cerbonyl, or 
tho ketone cerhonyl, which is show by tho infrered end 
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ultraviolet spoctra. XII doos not chenge oven after e 70 
hour action of HI0,. The ebove presontod formule wes cttri- 
buted based on ea discussion of ultreviolet end infrared 
spectre and ell the exper inert. results, Ile and IIb, nelt- 
ing point 115.5°, [RJD = -6.5° (¢ =,10.15 all As in 
chloroform); melting point 123°, [% a = -9.0° (c = 4,3), 
Ili, uelting point 183 to 164°, [4]°-D 2 412.5° (c = 6.8); 
Iv, molting point 166.6 to 168°, [a JOD = -20.5° (c = 161), 
was sopareted from mother liqucrs efter tho crystallization 
of IIT. IV cen be converted into III sy hydrogenetion on 
HLC> in glacial CH3COOH. V; molting point 157° (from diiso- 
propyl other - petroleus ether), wes obteined frem 269 rg of 
IIe end aqueous-rethenol solution of K2C0 (48 hours of sea- 
soning), yield 221 mg. Similarly, C.85 g of VI, melting 
point 138.5 to 140° (from diisopropyl other - acetone), 

L4/ On 2 +33.0° (c «= 0.91), was rocoived fren 1.1 g of III. 
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= 0.92), was prepered of III by reducing {t with LiALH, in 
other. Tho reduction of 5CO mg of III with 1.2 g of LiAlHy, 
in boiling N-othyl piperidine (4 hours) resulted in XII, yield 
2h5 ng, melting point 138 to 139° (from diisopropyl ether 

- ecetone), fae Da -11.9° (c = 0.94), A mixture of X 
and XIII (1 #1), molting point 103 to 105° (from alcohol), 
is obtained by the dehydrogenation of AII with Se; trinitro- 
benzolete, melting point 150 to 152°, Tho lattor wes proved 
by peper chromatography, Re for X is 0.75 (et the applice- 
tion of 45%-ual H3PO,) ond Rp for XIII is 0.30. XIV, melt- 
ing point 187.5 to 189° (froa diisopropyl othor - acetone), 
wes synthetized of 300 mg of VI end 63 mg cf CrOz in glecial 
CHzCOOH (4¢ hours, 9°), yield 268 mg. XV, melting point 100 
to’ 101° (from diisoptopyl ethor), was propered of 3CO mg of 
XIV ond 5 mlit of BF, esterate (15 min, seasoning), yield 
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226 mg. A mothod cf descending paper chrometography in the 
system diisopropyl other - water wes developed fer the study 
of the degradation reaction course, The development wes 
cerried out with a saturated solution of StCls in CHClz, 
to which 20% of SCClo was added, The spots were scen beat 
after the chromatogram wes heated to fron 90 to 160°, The 
veluos of Rp are: I ~ 0.64, III - 0.63, VI - 0.25, XI - 
0.29, XII - 0.23, XIV - 0.52, and XV - 0.74, 
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peat, mu, Mi 6-2-5 i); Ma, ma 1 * fron (cts me 
% (bi 127-8°); Es, ma. 169,6-71.6° (trom pyri- “fe 
dine 5 29% © (oleate, mt 08-0"); GHu ( rai wa. 13.5. 
14.8") ij (rom dioxane-MeO 8° (picrat, 
ta. 11 14. 5-16 oy ‘all plerates froea BtOH). ane log oo 
od of isolation, devivs.. were pred. a8 as follows. seks 
F Passings a slow stream of lato 8.65 ¢. HCONMes until 
Becta sa ie 2% 
Taint, iW , 7 & » decon) s- 2 
{with ke, and ere 818 4, ACONa and 12.5 ni, 4 re AS 


' PrCH(ORty ‘was treated. a canes COC and the pede 
i ucts worked up us described, the mother Bquors after sepu.: 
‘of IL (R! = Et) ylelded, on extn, with lieyuise and distz.,- 
‘2 g. yellowish quid, bj-103-5°, aY 1.4753, apparently” 
EOOCH: CE:‘CHO (1), besides 1.32 ¢. MyC:CEtCHO. 
‘THI shaken with 1 30% aq. NHMey gave T(R = Eee), IL! 
was also obtained in 1.3-g. . yield by boiling 1.9 g. Na salt 
‘of BtCH(CHO)y 9 bra, Iu 20 ml. BIOH with excess of LtBre 
‘ Thel heated to 70° with 50% NaOH and the resulting sulns.. 

| eva Decent to dryness in pacwo gave in 00% yield Na sults 
ydes which were pptd, with RtOH-MeCO, dricd 

‘aud coaverted to the full tonla free RM CH(CHO), (RU 
ishown) by adda. of NW HC or GN ag. HCI with 
‘cooling and sublimation of the the evaps. w residue: Aya. 73-4"; 
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Author : Ratusky, Josef; Sorn, Frantisek 

Inst t= ————————— 

Title * Reactions of Diazoxetones. II Reactions of WOo- 
diazoacid Esters With Indole and N-methyl- 
pyrrole. 

Orig, Pub : Chem. Listy, 1957, 51, #6, 1091-1100. 

abstract : Ethyl (la) and methyl (1b) diazopyroacetate, 86 
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well as ethyl y-diazoacetoacetate (11) andc_ 
~diazolevullinate (III) were synthesi7cu. 

The rezctions of these compounds with indole 

(IV) and with methyl pyrrole (v), in presence 

of Cu, were studied. In both cases substitution 

of H by an ester radical takes place with elini- 


oP ste 


STATES PROG Pa Es bleed my AACREETES ST TETAS ET eras as a 


APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4" 
CZECHOSLOVAKIA / Organic Chemistry. Synthetic G 


Abs Jour 


Card 2/7 


Organic Chemistry. 


: Ref. Zhur. ~ Khimiya, No. 15, 1958, No. 50339 


nation of No, examples in (IV) in the 3rd posi- 
tion, and in (V) in the 2nd position. The 
structure of diazo compounds (DC) was proven by 
reactions with hydrogen halides, eHcoen and by 
Wolf's rearrangement. DC were synthesized by 
stirring an ether solution of CHoNowith a corres- 
ponding estor chloride for 30 min., at -5 to -8° 
Listed below are: % yield, 4.P. 1n °C, or B.P. 
Oc/mm and derivative: Ia, 90.2, 73-74, 
ethoxyallyl chloride; Ib, 90, 103-105, 
methoxyallylchloride; II, 77, 70/0.05, CaHs0COCHo- 
COC1; III 82, 75/0.01, CoH-OGOCHaOHaCOC1. “Reac- 
tion with IV was acconplt eked by introducing DC 
into a solution of IV in the presence of Cu (85- 
95°C, 5-10 min.). From a solution of I in 
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over Alo0z. Upon boiling of the latter (1 hour) 
with a 502 KOH 3-indolyl acetate, M.P. 165° was 
formed. III in cyclohexane led to ethyle -3 
(Andolyl)-lcvullinate, 85% yield. Oxication 

with Oo yielded indole carboxylic-3 acid, de- 
tected by chrometography on paper. Reactions of 
V are analogous, but take from 0.5 - 2 hours (the 
extent of reactionteing determined by the quantity 
of liberated No). I without a solvent yiclded 
ethyl 2- (N-methyl pyroyl) pyroacetoacetate, 39% 
yield B.P. 110°/0.25mm which ylelded with a 3N 
NaOH 2~(N-methylpyroyl) pyroacetate, M.P. 112°. 
From II in cyclohexane may be obtained ethyl x 
~-(2-N-methyl pyroyl)-acetoacetate, 23.2% yield, 
B.P. 909/0.5 mm. Heating of the latter for 15 
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. resulted in the formation of 2-N-nmethy1- 
Spey lacstons, (semicarbazone), M.P. 166°. Til 
in Gee yielded ethyl 5 -2-N-~-methylpyoryl 
Levutiinate; 65.8% yield, B.P. 114°9/0o.2 mm. In 
order to prove the structure of DO the following 
compounds were synthesized: methyl ethyl chlor- 
opyroacetate from Ib and HCl (g) in CH30H, 94, 5% 
yield, B. P. 780/13 mm which with a 35% HCL 
(acid) gave chloropyroscetic acid, M.P. 579 
ethyl bromopyroacetate, B.P. 879/9 mm, obtained 
py shaking Ia in ether with a 40% HBr. oft the 
same time bromopyroacetic eeid, M.D. 75° was 
formed. By enalogy, II and HCL — yielded 
ethyl y~-chloroacetoacetate, 66.5% yicld, B.P. 


950/10 mm, n20 D 1,4550 (teer gas), while TI 
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§ ~acetoxyacetoacetate 86% yield, B.P. 70°/0.1 
ma, and ethyl ~acetoxylevullinate, 84% yleld 
B.P. 710/0.0005 mm. Heating of alcoholic solu- 
tions of DC with AgNO3 yielded complex vsters. 
Listed below are esters and % (ylelds): CHe 
(COOGH3)o (from Ib), 66.5; ethyl s.iccinate 


(from r):. 67; ethyl glutanate (from III), 90.5; 
Communication I see Ref. Zhur. Khin., 1958, 14358. 
-~ JT, Kovaz 
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—XL- Comparison - of: weakly basic. peptides 
from hydiolyzates of chymotrypsinogen and yew es 
+ Jif YaoNek, Bedtich Mekmun, aad Franti ry (Czechs 
' osfoy. akad. vad, Peagice a et ee: 
Sef. CAL SL, 12U8e—Fartial bydrolyses of chymotrypsinoe- ' 
, gen (1) zad trypsm diisopropyl] phosphate {IZ} (carried ant. 
* Dy treatlag 6 g. af the protein with 150 ml, » HC. at- 
ay 6 days, dilg. with H,O to 130 ml., evap to dryness fa 
Ct by repeated : 


‘@scuo at 33°, and removisig the residual i 


- evapn. with H,O), and combined electrophoresis at pH 
in a S-chamber app.,. descending paper electrophoresis at: 
pH 6.6, ond paper chromatography yickled a series of pep-! 
_ tides, ntust of which are common both for Yand. II, The: 
following pepthtes were identified from I and Hi, resp:: 
alapylhistidine (I, 11), histidy)-d-sutfoalanine (I, I), phen-_ soe 
ytalanythistidine (1), histid | Nipher wares i. rai wee ne seas me betas 
 tidine (11), prolythistidine (10, lysylgiutamic acid (1, U1), 
] lysyiglutamy! ine (1, I), lysykerine (1, 1), lysyliew"* 
cine (1, I), bysyf-d-sulfoatanine (1, I), 3-sulfoatanylgin-. 
. tamic ackd (1, If), d-sulfoatanylrhreonine (1), 3 -qulfoaliny!- 
' valine (1), 3-culfoalanytecrine (I). MY Hudlikkiw, 
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Author ;: Novak, J. and Sorm, F. 

Inst : Not given. 9 ——~ 

Title : Reactions of Diazoketones. III. The Reaction of 
Diazoacetone with Furan and With Its Homologs. 
A New Simple Synthesis of Octa-3,5-diene-2,7-dione. 


Orig Pub: Chem Listy, 51, No 9, 1693-1698 (1957) (in Czech). 


Abstract: in the course of their investigation of the feasi- 
bility of the utilization of diazoacetone (I) in 
the synthesis of other compounds, the authors have 
reacted I with furan (II) and with its homologs 
using 1 : 1 mol ratios. The reaction is accompan- 
fed by the evolution of No and the opening of the 
ring of II. With II, 2, -neptadiene-6-one-al 
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Abstract: of NaBrO in the cold gives trans, trans-muconic 
acid (VII), yield 70%, mp 303° (from water). 
VII is also obtained by the direct oxidation of 
III with Nabro. The Hydrogenation of III over 
sed in alcohol gives 6-heptanone-l-al, bp 98- 
102°/ 15m; hydrogenation over Raney Ni (120 atm) 
gives 1,6-heptanediol, bp g0°/0.3mm. The reaction 
of I with IIa is carried out by adding the mixture 
of reactants to 4 boiling suspension of Cu in Ila; 
the yield of IV is 39%, mp 127° (from CH30H). V 
ts obtained by 4 similar procedure from I and IIb, 
yield 36%, bp 93-96°/0.3mm, mp 38°, The ethyl 
ester of diazoacetic acid under similar conditions 
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-! 
(absorption line at 1737 ca ). Oxidation of formyl- 
acoranone (III) gives dicarboxylic acid (IV). Catalytic 
reduction of (I) leads to the keto-alcohol (V), pro- 
duced by the dehydrogenation of acorenone (VI) with 
CO-groups in the 5-member ring. Upon dehydrogenation 
with S, (VI) yields a product whose UV-spectrum reveals 
lines at 1714 cm~/ (CO-group in 6-member ring) and 1514 
em”! (aromatic system). In this fashion, dehydro- 
genation is accompanied by the enlargement of the 5-member 
ring, from which it follows that one of the C atoms, 
common to the 5- and 6-member rings, appear to be qua- 
ternary. Upon dehydrogenation of (Iv), there are pro- 
duced l-methyl-4-ethylbenzol (VII), L-methyl-h-isobutyl- 
benzol (VIII), propionic acid (1x), and isovaleric acid 
(x). 
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i CH(C 
CHCH3)a Cade 


O 
—— & x 
ot @ XE, & 


YS cooy 


Monobenzilidene-derived (I) yields, upon ozonification, 
the keto-anhydride (XI). Upon pyrolisis of the Ba 
salts of dicarboxylic acid (XII), derived from (XI), 
there are separated (IX), (X) and two ketones, CqH1,0 
(XIII) and C,, Hy40 (XIV), whose carbon skeleton Lg 
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Herout, Collect. czechoslow. chem. Commun.; 1949, 
14, 723) give, upon dehydration with phthallic 
anhydride (260-280 , 1 hour) (vr), yield 2.64 g. 
b.p. 147-151°/13 mm. Dehydrogenation of 1.65 g- 

of (VI) with 8 (0.63 g) (3 hours, 220-230"), and 
chromatographing the product, on Al, Oy, gave 0.55 g@- 
of a substance (b-p. 140-160 ) temp. bath/13 mm. 
From (I) (2.7 g) by means of ethanedithiol (2.65 g) 
and ethered BF: (3 ml), there was produced the mono~ 
thicethyleneketal of (I) (Ia), m-p- 77-185") 6X. JD 
+ 111.67 (w. 4.42); from the mother solution, by 
way of chromatographing on Al,03 (washed with aA 
there was separated. the pithioethyleneketal of (I), 
m.p. 95-97" (in petr. ether) (4. /°°D+0 (w. 2.3). 
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From 4.6 g. of (Ia), boiled with elemental Ni in 

dioxane (10 hours), (II was, produced, yield 2.9 g., 

bp. 151-154°/15 mm, 1A. ~~ D+ 47.0° (w.2.2, 
chloroform, n*” D 1.4857, dy7" 0.9539- By the 

action of CH;0Na (from1.4 g- Na) and HCOOC, Hs on 

(II) (2.7) tn C,H, (20 mL) (20°, 40 hours, atmosphere Ne), 
(v) is eynthesized, yield 2.6 g., bsp. 110-114" /0.04 mm, 
1he-147? /2.5 mm, [i J /%s D+ 29.6° (w 3.17). Toa 
solution of (III) (5.7 g) and KOH (11.4 g) in CH,OH 

(225 mL) is added 30% H20, (225 mL); after boiling for 

50 minutes, 5.2 g of (IV) are precipitated (not crystalline); 
dimethylether (IV), b-p- 120-126/0.05 mm. Upen dehydro~ 
genaticn with 5$ Pa/C (310-330°, 3-9 hours), (IV) gives 

a mixture of (VII) and (VIII), b-p. 70-95° (temp. bath)/ 


; 6/10 


Cae ore t ee ce tain SS ‘ 
PUES BY REPT Pie ese NS 


comcHOSLOVAKTA/Organic Chemistry. Natural Substances and 


"APPROVED FOR RELEASE: 08/25/2000 


CIA-RDP86-00513R001652420016-4 


CZECHOSLOVAKIA/Organic Chemistry. Natural Substances and 
Their Synthetic Analogs. 


Abs Jour: Ref. Zhur-Khimiya, No 19, 1958, 64585. 


over 5% Pa/Src0; (1.5 g-) and distillation in a 

column ylelds (XIII) (4.3 g), b-P- 73-78°/ 10mm; 
gemicarbazone, m.p. 152-154° (in 70% al.); (XIV), 

yield 2.7 g-, Dep- 97-1027 /10 um; semicarbazone, 

m.p- 172° (in 90% al.). oa (1.03 g) is reduced by 
LiA1Hy (0.55 g) in ether 20 ml) (boiled for 10 minutes), 
the products of the reaction (v.p. 93-95°/14 m., 0.94 g+) 
being deaydrogenated by heating with phthallic anhydride 
(40 minutes, 270-280"). Chromatographing on Al,0j, & pro- 
duct ig separated (b.p. 80-90", (bath temp.)/62 mm,057 @) 
which can be dchydrogenated with 0.37 g of S (8 hours, 220- 
250”) and chromatographed on Al203 to produce (VII) yield 
0-17 g-, b-p- 70-80° (bath temp.)/35 mm, n?* D 1.4953, 4 
0.8585. Similarly, (XIV) (1 g) canbe reduced to a product 
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with a bep. of 108-113°/13 mm (0.95 g), which upon 
dehydration gives a product with b.p. 107-117 © (bath 
temp) 57 mu (0.62 g); dehydrogenation of this product 
gives (VIII), d-p; 80-909 (bath temp.)/13 mm, 0.17, 

n’’ D 1.4880, a,°" 0.8523. By comparison, (X) is syn- 
thesized out of 4-methylcyclohexanone (2.2 g) boiled 
with isobutyl lithium (out of 1.9 @ Li and 18 ml iso- 
putyl chloride) in petr- ether for 1 hour, giving l- 
methyl -4-Lscbutylcyclohexanone-4, yield 2.85 g, b-p- 
90-101°/11 mm. Dehydration of 2.62 g. of thia latter 
with 85% HCOOH (100°, 1 hour) gives 2.05 g of a hydrp- 
carbon with b.p. 64-69° /12 mm., the dehydrogenation of 
which (1 g) with the aid of 0.47 gS (200-250°, 8 hours), 
produces (VIII). The reduction of 20 g (XV) with LIAlHy 
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bengyl alcohol there is derived a product (350 mg), 
n*° Dp 1.5030, dy7" 0.9505. The latter by being 
hydrolized in alcohol in the presence of an alcohol 
solution of KOH and 5% Pd/SrCO; (1 g), distilled 
(118-126°/20 mm), dehydrogenated with 50 mg [omission 
trans1/ (1€0-220°, 4 hours), chromatographed on Al, 03 
in gesoline and cleaned by picrate, m.p. 92 (in ale.) 
this product is ccnverted into 1,7-dimethyl-4-isopropyl* 
naphtalene (120 mg), m.p. 60° (in alc.); styphnate, m.p- 
124° (in ale.). OQxidizing (11) (2 g) with ge (4.4 g) 
in 0.5 1 water (20°, 2 days) produced HCOOH. e sapeni- 
fication of (I) (2 g) with a 5% methanol solution of KOH 
20°, 1 hour) produced laserol (III), yield 79%, m-p- 190 
oe ethyl acetate). The oxidation of (III) (1 g) with 
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CrO3 in pyridine (20°, 24 hours) produced laserone, 
m.p- 180-181 "(in ethylacetate). From 0.5 g (III), by 
the action of pe iy ie ml) in dioxane (5 ml) 


and pyridine (0.8 m1) 


20°, 4 hours), and by boiling 
for 30 minutes in & HCl (13 ml), there was derived 
mono-O-carboethoxyl laserol, m.p. 144°, (in acetone). 
This latter, (0.7 g) was oxidized with CrO;(1 g) in 
pyridine (20 ml) (30°, 24 hours) to mono-O-carbethoxy- 
diketone ClyHzj07, m.p. 98-99°(in ether-gasoline). The 
dehydration of (I) (1 g) with SOCjp (12 ml) in pyridine 
(15°, 10 minutes) gave unsaturated hydroxyketodiether ~ 
C2 5H3¢0 (x), yield 0.7 g, m.p. 110°. Hydrogenation 
of (Iv) fy 9 mg) over Pt (from Pt0;) in glacial CH,COOH, 
and chromatographing the products of the reaction on Al)0 3 
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en nitr. 41,03 in gasoline gave & dimethyl ether 
ketodicasboxylic acid C7 Hyg yield 150 mg. 
Dehydration of tetrahydroxylaserpitine (xr) (2e) 
(see reference above) with SOCl, (10 ml) in pyri- 
dine (30 ml) at 15° and chromatographing the re- 
sults of the reaction on nitr. Al,03 gave an un~ 
saturated hydroxyketodiether C)sHv0¢ (XII), b-p- 
134-142"/0.3 mm, yield 1.6 g. This latter can be 
reduced with Li AlHy (like V) to give VII, m.p- 
183-184. Dehydration of (XI) (2.5 g) with S0Cl 
(5 mL) at 80° in pyridine yields an unsaturated 
ketodiether Cz7sHjzOrs, yield 1.7 g-, M-P+ 75° (in 
alc.). This latter, upon reduction with LiAlH), 
gives (IX), yield 0.65 g. (xI) could not be oxidized by 
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CrO3 in glacial CH,COOH or pyridine. Added sre 


ta ates data of (III), (IV), (VIII) and 
XII). 
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Abs Jour: Ref Zhur-Khin., No 24, 1958, 81783 


Author : Cerny V., Labler L., Sorm F. 


Inst ee 
Title : The Steroids XXXIV. The Structure of Holarrhedine 


Crig Fub: Cher. listy, 1957, 51, No 12, 2351-2355. 


Abstract: The authors have suggested a structural formula 
3¢, 20'\ -diamino-18-oxy- _\° -pregnen for 
holarrhydine (I) based on the results of thermal 
splitting and leading to the products which were 
identical with the products of the splitting of 
holarrhymine (II), based on the difference cf 
corresponding desoxitetranethyl derivatives of I 
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and II, ahd-on-the difference of the molecular ro- 
tation between I and II, which cerrespends to the 
difference between 3. -amino- «\¥  -steroid and 
30 -epiner. N, N, N', N'-tetramethyl holarrhymine 
(III) was allowed to stand in aqueous acetic acid 
and Cré; fort 12 hours, and3 ) , 2. -bis- 
dimethylamino- Z\" -pregnenal-18 CysHy20N 2 sepa- 
rated, m.p. 141-143°c.,/-\ D+ 8°, which by heating 
for 3 hours with NiH,-H)9 and KOH in triethylene 
glycol to 200-215-C. produced 3.4, 20K -bis- 
dimethylarino- /\~ -pregnen, m.p. 140-141" ¢., 

iiX, D -4O*. In the same way frem N, N, N', N'-te- 
tramethyl-I (IV) was obtained 3:X , 2O0jtHs-dimethylanino- 
¢\° -pregnenal-18, m.p. 164-165'C., fix" D+ 125 
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Posts Me perma ta, 148°) as the palicipal product, TASTE SAREE ON 
Pron ten 0 Be eroctere e Gectodorak— $08 double bonds and OU groups are absent in the spectrum of ¢ 


| — Rees ey V =Herout, and ire Oi, which does not take t Freven under forcing conditions, | a? “me 
© mol. wt. of cryst. rd. ho “G), m. izo- 80° Hoc a as er rb pee Tes prndncts Cor a 


roam oe detd. by the isothermal distn. method in M 


ch: ydrogena. 
60, th . tion with Se gave VI in fair yield. poe per o! tt and 
contg. 2 a i groupa/mol| ype etie fears Calta, “with coned. HNO, gave a inixt. which chromatographed on 
‘Shows absorption bands due ton wlastene cerhewyl cree Dowex-2 pave HOCCH,CH.CHMe.C0.0.CHCOH (YI VID) m. 
768 oP dovbl nd (3662 par d about 165°, and liquid HO, CCH, CH(CO,H) CH Me F 
{0 dal “h < Heda as grates ess (VIII), identified as its tri-Me ester. The Infrared spectrum 
Rot proceed readily, but gave kerahydro-t (111), CoHuOs, m of the di-Afe ester of VII has bands at 1744 cm.~* (ester 
7 eience of a ‘oup) and 1792 em.~* tone). VII and Val also were. 
962 gpd Tl proving the pecsence of 2 double bonds in 1. SPUD) A trucn artatsin (EE) by s shallar procedure. ‘Tyeat= 
‘ould wi Y CrOy nor bebe tbe k ictin beneither ment of both and fi in alk. soln, with HCHO gave: 


Ta Firimelh ¥-T-cthylaralene aud wii ik Kel gave 1tae| ae 

methyl-2,2-diethylarulene. It is assumed that I is formed by / 

Deh deo diene aukia. of of an unknown prec recursor contg. a cyclupenta: ! 

fe rap _ and ag OF group in the b ogenebalprperinag 

’ tomer he structure | 

m. 191°); simi Moyiopeesion of V gave the ewe which permits the steruchem. Mea R alah it {rom ¥ by rey 

azulenes and 12-hydroxyguowsulene (Irinitrobensene adduct, probable addn. of 1 of the Of groups to the double aoa 
A oe. affording the oxide ring. Rip G. Riee™ 
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A contribution to the study of resistance to Crocker's tumour, Neoplasm, 
Bratisl, 5 no.1:26-33 1958. 


1, Institute of Chemistry, Czechoslovak Academy of Sciences, Prarue, 
(NZOPIASMS, exper. 
Grocker's tumor, ligation & transnl, time in relation to 
immunity) 
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The level of 6-azouracile in the serum of rats. Neoplasms, Bratial. 
5 no.2:97=100 1958. 


1, Oncolovical Research Institute, Bratislava. Chemical Institute of 
the Czechoslovak Academy of Sciences, Praha. Authors! address: Dr. A. 
Winkler and co-workers, Bratislava, ul. Cs. armady 17; akademik ¥. Sorm, 
Praha, Chenicky ustav CXAV. 
(URACIL, antag. 
6-azouracil, retention in blood in rabbits) 
(CYTOTOXIC DRUGS, in blood, 
6-azouracil, retention in rabbits) 
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Gatce. y  : Organic Chemistry. Natural Substances and i 
Their Synthetic Analogs : 
Me Soir ¢ Ref Zour ~ Kaim., Ho 5, i959, No. 151,99 
atonos : Sykora, V.3 Herout, Ve; Pliva, Jeo} Sorn, ie 
Instityue. se 
@ Title : Terpenes. LXXXII. Structure of Acoron 
[rigs gut, 3 Collect. czechosl. chem. commun., 1958, 23, 


on vstracth : No abstract, 


See Ref Zhur-Khim, 1958, 64585. 


I 
| 
No 6, 1072-1082 | 
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Author + Novaky Jey Sorm, F. 

Inst to- ——__—____ 

Title t Reactions of Diazoketones. III. Interac- 
tion of Diazvacetone with Furan and Its 
Homologuos. New Simple Synthcsis of Octa-~ 
~3,5-Dicnedionc-2,.7, 


Orig Pub : Collect, czechosl. chem. commune, 1958, 


Abstract : Sea Ref Zhur-Khimiya, 1958, 77633. 
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€ Abs Jour: Ref Zhur-Khimiya, No 8, 1959, 27578 


Author :; Motl, 0., Herout, V., and Sorm, F.; Motil, 0., 
Sykora, V., Herout, V., and Sorm F. 

Inst : Not given wenn gg 

Title : On Terpenes. LXXXV. The Structure of 'Juniper 
Cam:hor', Another Alcohol of the Selinane-Type 
from Juniper O01]. LXXXVI. The Structure of Two 
Crystalline Cadinols. 


Orig Fub: Collection Czechoslov Chem Commun, 23, No 7, 
1293-1296 and 1297-1306 (1958) (in English with 
a Russian summary) 


Abstract: See RZhKhim, 1959, 8394, 8395. 
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CZECHOSLOVAKIA / organic Chemistry. Natural Co.apounds G-3 


and Tier synthetic ANULOZUCS « 
Abs Jour: Ref ghur-Khinive s No 3, 1959; A 39%. 


Author : tiotl, OvHkares Eerout, Viastinil, 50rm, Frant- 
igok. eee 
Inst » Not given. 
Title » On Terp2ncs. LALXV. structure of wJuniper Cen- 
pho", @ New alcohol of Solinan-TyPes from Essen- 
tial Oil of Juniper. 


orig Pub: Chom. Listy, 1958, 32, Nol, 116-119- 


ibstract: Tt is dgaonstrated that the s0-callud "junipor 
camphor" ssolated from Juniperus Communtis Ley 3 
eaphor" ‘5010704 sopropyiidena-doce}ch tt yy 74i1) - 
seLincnol-4 IT). Hivarogenation of I gives sol- 
jcanol-4 (IL), whien on jonydration with SoCle 
in pyridine i3 converted to a -aixture of nydro- 
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abs Jour: Ruf Znur-Khimiya, No 3, 1959, B530. 

abhor : Motl, Otasar, Sykera, Vlodinair., Hercut Viaate 
dmil., Sors Frantisek. 

Tnst 2 Net give 

Title : On Torpcenes. LAAXVI. On the 3tructure of To 
Jrystallins Ondinols. 

orig Pub: Cher. Listy, 1956, 52, No 2, 316-se4. 

abstract: It was ascurtained (on thes basis of couparison 
of infrared spectra and physival constants) that 
two alcohols isolated fron esscnbial ott of jun- 
{per, are ~~ 42¢ndinonol-10 (I) ane “4,1 (10) -cadi- 
Aenol-4 (II). i is sdentical with the cadinol 
oveviously isolated (Platter Pee, bearkus Re, 
liglv. chim. acta, 1942, 25, 1674) from ossontial 

Sard 1/3 
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Abstract: hydrocerbon 1ixture gave 4-isopropyl-6-methyl- 
dJecetons (f4). On the basis of the course of 
taygse reactions it can be considered that the 
hydroxy-rfroup of £ is equatorial, which is in 
accord with the ready aster-formation by the 
hydroxyl group. On denydration-dehydrogenation 
with S, iI is converted to cadalin. Hylrogena- 
tion of 11 gave cadinol-4 (X), which yielded on 
dehydration a hydrocarbon from which was synths- 
sized, PHzonization, a diketo-alcohol (<i). Under 
ordinary conditions II is not esterified, which 
indicates an axial position of CH, Since rela- 
tive configuration of cadinene Aihydrobromide had 
been datcrminea previously, (see RZhKhim, 1958, 
76438), the authors attribute to I and II the 
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Abstract: Slovak origin, by fractionst 
alcohols in a colwin naving 
theoretical plates, followed 
of the fraction of oP 123-125°/a0m. I, 
fap 0:3 47° (¢ 2.00; chloroform), was obtained, 
5) from essential oil of juniper mother-Liquo> 
(following separation of LI), over tho p-nitro- 
benzoate, +P 138°, TAI? Dd = 604% b) from essen- 
tial oil of citronelle, oY distillation in 4 glass 
bubbLer-cep column (34 tneeretical pletes) from 
tho fraction of BP 154-139°/2 wm, after chromatog- 
raphy on Alp0g (activity JII-IV) and purification 
over tho p-nitrobenzoate. Into a solution of 311 
ng L in a mixture of 20 ml dioxane and 5 ml water, 
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abstract: -erdinandiol-5,10, vield 0.4 By; ie 209-2109. De- 
hyuration of the inttor (0.3 6) oY heating with 
4 ml CilgcoUH and 2 drops ays BOLO, (09 winutes 
at 100%: und dohylrogenut ion of tio product with 
0.11 g 5 (3 hours at 210-2502) followed by chroa- 
atography on alkaline Al203, give cadalin; pi- 
crate, ?F 113°. Quduotion of 1.5 g VD with 
Lialky gives VT, yiold 1.3 3, 3P 214-2169, OXx- 
jdation of 0.85 & VI with Cr0g in CH, COOH gives 


VIL, :P 109-109.5° (from potrolowa © hor). 2- 
action of 439 ug VITt with CHsigl in cther, de- 
hydration of tho product (6.24 6) in CH3CI0F 
4.4 ml with 2 drops of HU10, (1 hour, 100°), and 


chrocatography on nl203, followci by dchydrogen~ 
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Lb Pour: h:f Tryrel¥nbies Ho LL, 1959, 3077: ° 


satnor : Holup, Me, ere. yv., maid Sony Fo 

‘Tus ae 

gitie + Chenietry of the Terpcnes- LOXXVII. Prodi o the 
Structure of Lasor,it-.ne- 


Cr.c ab: Chon Listy, 52, Ne 3, 98-504 (1958) (iu Cac) ; 
Collection Czechosioy Cher. Coummun, 23, vo qt; 130T- 
1312 (1958) (in Eaclish with o Qussian SWuIery, 


cpstract; Tue forma proposed corlier by tie avtnors for 
Inaserpitine {, f = Citec (Cz) COP (1ahIhi:y 
1958, 64566) is confivfied by the pros? of tc strce 
ture of ai hydrojascro!. Spelling wuncertyar (Ti) 
ond of the tie (111) /sce insert brcaf. The TK. 


: U6 
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ps vourt het gaur-Khin., 19 31, 1959, 38774. 


dation of II by KMnoyq chres o mixture oF 6cics 
fron which 1s edinothyl- & «):eto~ iT. - 
carboxycapryLic a (Iv), L-Lsopropyl-3-e yt 
Sa rmmyeyelepartancn2, #-ALcarvexyt © avid (V), 


methyl succinic acid (VI), butangthylclutar.c 
fe) 


neia (VII), and A) erethyl-  / teoorbonyd! ponte 
nei (VIIT) nave bee: separated. The onida zion o* 
JIT by 


a 
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Synthetic inelogs- 


ibs Jour: het ghur-Khin., No 11, 1959, 38774. 


Ktn0g at 10° gives ciigcout (cg)goucooll, VI, ond 
bete-nethyl-olpha-cer oxyglutaric facia (IX). \hen 
TII was oxidized at 60° only VI could be identified 
anong the reaction products - jam emulsicn of 10 & 

IT in 250 nl 5ip H,S0g is treated with Kincg at 6 
until the color no longer disappears, the Mio ry formed 
is decomposed by passing SQ, into the solution, and 
the latter is extracted with ether. The volatile 
cormponents are removed by stean distillation, the 
neutral substances crc separated by extraction with 
ether, leavinc 1.25 gis of nonvolatilic acids (fraction 
ge). On further extraction [etext] an edditional 

0.3 gus of nonvolatile acids is obtained (fraction vb). 
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“bs Jowr: hef Zhur-Khin., No 11, 1959, 38774. 


cligcooit). ‘Tha tricthyl ester of IX, vp 100-103°/ 

1.5-1.7 mm, 3147 p 1.4364, has been synthesized for 
comparison purposes by condensing 16 gos CH -(CCOCz1 5} R 
and 11.4 gis CHzCUSCICOCC slg with Czilgale; scponifica- 
tion of the confensation product (refluxing with 5% 
eleoholic KOM) yields Ix, up 131-132°. The condensa- 
tion of 15-7 gus of the tricthyl ester of beta-nethyl- 
alpha-carboxyglutaric acid with 20.0 (1s BrcilyCCccgil 5~ 
in the presence gf Ne. in abs. ether gives the tetra- 
ethyl ester of -pethyl- ay a ', -dicarboxydi- 
pigic acid (XI agi), yield 62.5, bp 153-155°/0.3 11, 
ne? p 1.4490, AAY 21-1090, [ip [sic] 87-2 (caleu- 

@ lated 86.9); sapdaffication of the latter product cives 
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is pro- 

anol-3 Of -one-17 acetate (IT) is pro 
faced By ieee te : tn Oo aect 
a al = De : 
ea OP p20 = +55 (c = 1.59% The sore 

ree 2 tr in CHCL3 1s allowed to stan 


ith mothanol solu 4on of HBr for oer eae 
an¢ 16" -bronoandrostanol=3 cena aes 
( Til) is separated, viele 69 pore ” : 


= 70 (c = 3.0 3 II 
~207%, [C.]J20D = +93. : 
ce a aaa again by acetylction of S tsinae 
16 f¢: wpronoandrostancdiol=3<% ~y17 /> iceete 
tate is forred, wath 3} siimltanoouof iT with 
A at C by the ? 
tan Cat Boon” alcohol, 20 hours); the yicld 


Card : 2/16 


APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4" 


"APPROVED FOR RELEASE: 08/25/2000 


@ZECHOSLOVAKL./ Organic Chenis 
an c 


@ Their Synt 


Lbs Jour : Ref zhurekhiniyay 


py boiling Iv 


KOH (48 hours), yicld 70 percent, 


5, 181-182° (fro=: 
c4J2OD 4940 ( 
confiris the 16 


with nethanol solution of 


CIA-RDP86-00513R001652420016-4 


try. Naturel Co:pounds G=3 


hesic Analogucs. 
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nectone-petr. ether ys 
= 2.42: alce)y which 
configuration of Br 


The configuration of OH at C in IV 
anc V was established by nydsbgenat ion 


of V (5 percent 
into the known 


diacetate, melt. Pp 


fox J20D = +119.%° ( 


IV with Cr03 in CH 
produces 16 fo -bro 
acetate, melt. De 
(o(j2OD = +1070 (c 
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hours. The oily product obteincd, when 
acetylated wath (Cti3C0), in pyridinc, 
produces 16 @*bronoand ostancdiol=3 tx 
17/2 Chacetate (II), nGLt. Pe 171-172 
(fro CH30H), [0° ]20D = =29° (¢ = 2.07). 
The 16 cy configuration of Br in IX is 
confrined by dehydrobronination (boiling. 
with iothanol KOH for 72 hours) into 163 , 
17/3 -cpoxyandrostanol-3 4. , yield 82 per- 
cont, “Olt. p. 190-191° (after erystalLiza- 
tion from CH,0H an* sublination at 180° / 
Oel rm), (ox J20D = +35.5° (c = 1269); ace- 
tate, clt. 185-1889 (from CH30H), 

[cx J2°D = 3289 (c = 1.85). By the saponi- 
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203° (fron CH OH), [cx 2p = +113° (c = 
= 2.39) is obtained, which when oxidized 
with Cr0q in CH.,COOH, produce VIII, yield 
50 percent. /nalogous conversions were care 
ricd ony with dchydroeplancrosterous acctate. 
5,16, anarostadienediol=3 R -17 diacetate 
is obtained fron the Latter (sinilarlyto I), 
yield 48 percent, 0lt. pe 147-1489 (fron 
bonz.-pctr. ether), {or JeOD = ~49.7° (c= 
= 3,82)3 whon bro:inated in CCl, at -10°, 
this discetate produces cy 5-16 (%-brorno= 
sndrostenol-3 (> -one-17 acet ate (XII), 
yield 77 percent, melt. De 101-183° (fron 
alee), [20D = =23.7° (co = 3077)6 BY the 
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£420D = 49° (c =_2.22). By tho sxponifi- 
teelca ot a, on 5=16 /$ -bromo.- andrestenc~ 
dia -3 (3 17/3 — is obtained, melt. p, 175- 
-176° (fron na) (orj20D = 41.5 (c = 

= 187). The dehyarobronination of VY (ne- 
thanol solution of KOH), 20°, 48 hours) 
results in dehydroepiandrosterone (XVI), 
yield 67 percent, molt. p- 147-1489 (fron 
CH.0H), [ix ]20D = 42.80 bc = 1475), which 
confirms the 16 -configuration of Br. By 
the oxidation of VI with Cr03 14 pyricine, 
a 6/3 -bronoandrostenol=3 /3 -one=17 
acetate (xvII) is produced, yicld 69 per- 
cont, “1clt. pe 173-1749 (fron CH30H ), 
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svarated f¥on this nixture after acotyla- 
ron aith (0H3CO) O in pyridine anc cuaseat 
Lization fron cHs6H. XX yield 33 pe c 
nolt. pe 186-1880, [ocJeOD = -940 ae 056) 
XXI: yicld 15 percent, elt pe 203- oe - 
[O. ]J20D = -640 (c = 1.3+). The aghydtrobro 
mination of XXI results i Ts yin ae 
percent, ahd from XX fy, -16 fj 317/? pee 
xyandrostonol-3 A is forned, eae : 
~1440 (from CH.0H), [ je0D = -29 : Ps 
= 1.84); acotate, melts Pe 168-169 vig 
CH20H), (c%]20D = ~68.5° (c = 1.11). oe 
and XIX diketonos ‘were used to obuain os 
nerie 16-bronotestosterones. The reduction 
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of XTV with LiflH, at 0° produces eruce 
Un tere o -bronioandrostencediol-3 § 417 fe 
(XXII), which is oxidized in pices th 
froshly prepared Mn0o (20°, 18 hours) into 
a3 “@16 cy =bronoandrostenol=17 3 ~onc=3 


(XXIII), yield 21 percent, ‘elt. Ba 172-1749 


fron chlorof.-potr. ether), [@]20D = +53,80 
ic = 2.6); Ne DEate: nelt. De 216-217° (fron 
CH OH), [cm ]20p = +2980 (c = 1.41). “4: ied 

~16 {5 =bronoancrostenol-17 /2 -onc-3 (XXV 

is synthesized analogously to XXTIT fron 

XIX through the crude 16-cpiner of XXII 
(XXIV), yicle 26 percent, molt. De 187-1899 
(fron acotone), [C*]J20D = +73° (c = 2.149); 
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acetate, mult. pe 158-1599 (from CH OH), 
Bot Ton Metabo Co = 2et1). Tho configura 
tion of Br in XXIII an?‘ XXV is confirned by 
their oxydation with CrOq in pyridine into 
XIV, yicld 65 percent, anc XIX, yield 67 
percent respectively. The achydrobrorina- 
tion of XXII (boiling with nethanol KOH fot 
48 hours) resulted in a product, the infra- 
red spectrun of which did not show the CO 
group; on the contrary, the product of dc- 
hydrobronination of XXIV contained the Co 
group, which confirns the configuration of 
OH in the initiol compounds. XXV was syntho-~- 
syzed also in another Way. XVIII fornate, 
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nelt. pe 190-1919 (fron CH30H) , (&J20p = 

=, 445.5 percent (c = 1,.82)°was obtained by 
heating XVIII in 87 percent HCOOH; /*?= 
-16/3 ebromodiol-3/> 417 /3 3-fornate (XXIV) 
is separated fron the Latter with LijlH~ 
-[0C(CH3 )3]3 (at 00, 10 min), yield 97 per- 
cont elt. pe 174-1752 (from benZe), 

{ix 20D = -§9° (ce = 2.42). xXVI can also be 
synthesized with a 30 percent yield by pare 
tial fornylation of XIX, heating with 87 per- 
cont HCOOH for 15 sin. LvetyLation cf XXVI 
with (CH CO )50 in pyridine rosults in 3-for- 
natoxL7-Rectate of  /\ 2-16 /3 -brornioandro- 
stonediol-3 /* 17/4 9 yielc 81 pereont, siclt. 
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De 200~201° (from chLlrof.-CH.0H), [ cx]20p = 
= +5429 (¢ = 2.58). Tho latter producos XXV 
acetate by the oxidation with 1 isopropy- 
Late in toluene in the presence of cyclohe- 
xanone, anc the XXV acetate produces XXV by 
saponification, Data concerning the ultra- 
violct spectra of XIV, XIX, XXIII an@ xXV 
are presented. /J11 thea LojDs wore detorni- 


ned in eee the excoptions are nentionced, 


Sec Ref Zhur-Khiniya, 1958, 81783, for report 
XXXIV. -= Antonin Enr, 
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@ huthor 1% Farkas, Je, Kourin, Pey Sort, Fe-— 


Inst t 
Title : The Relationship botwoen Chonical Structure 


and Insecticidal Activity of Pyrothroid Cor» 
pounds, II. Analogues of Chrysanthenic Acid 
Containing Atons of Chlorine in the Sido 4 
Chain. 


Orig Pub : Chen. Listy, 1958, 52_ No “4, 688-694 


Abstract : For the purpose of investigating the rela- 
tionship betweon the 4nsecticidal activity 
and structure, cis-(Ia) and trans~2 fh - 
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dichlorvinyl )=-3 ,3-dimethylcyclopropane 
carbonic acids (Ib), and also ester of 

Ib anc 2-allyl~3~methyl -4-oxy-2-cyclopen- 
tenone (allylretrolon) (II) were synthe- 
sized. By the addition of CCl, to 3-methyl- 
butane-1 in the presence of benzoyl pero~ 
xide (23 hours in an autoclave at 90-95°) 

a 38 percent yield of 1,1,1,3~tetrachlor- 


-4~methylpentane (III) of 8 -82°9/10 mm 
n 


boiling point and 1.4860 was obtai- 
ned. In the dehydrochiorination of alco- 
hol solution of III with 1 mol of KOH 

(48 hours at 0°), 1,1,1-trichlor—4-methyl- 
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pentene~2 (IV) of 78=83°/30 mm and of 
1.4800 n@0D is being formed. In the pre- 
sence of 2 mols of KOH (48 hours at 200) 
III yields a mixture containing 90 percent 
of IV (or also 1,1,3-trichlor-4—nethylpen- 
tene~1) and 10 percent of 1,1~dichlor-3- 
~ethoxy-4-methyl pentene-1. the acetylation 
of 1,1,1-trichlor~2-oxy-4—-neth lpentene 3 


(Ref Zhur-Khimiya, 1932 (37259 while hea- 


ting with acetic anhydride in CoHeN (3 
hours up to 180°) results in tha a6 per-~ 
cent yield of 1,1 L-trichlor~2 acetoxy=4- 
~methylpentene~3 (V) of 989/10 us boiling 


Card : 3/9 


preeaeet 


APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4 


ra 


vey 2 eA Bis i = SRZES BTA eS = 5 
a : ven@n So OVhg.diise abe einsth tins Be, BESS SER EE eee ee 2 ea 


“APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4 


‘a 


Ap Ae pcg Te 


CZECHOSLOVAKIA/Chemical Technology. Chemical H=-18 
Products and Their Applications. 
Pesticides. 


Abs Jour : Ref Zhur-Khimiya, No 7, 1959, 24569 


point and 1,4795 n@0p, Analogically, from 

a mixture of 1,1,1<trichlor-2-oxy-4~methyl~ 
pentene=3 and -pentene-4, obtained through 
condensation of chloral and iso-butylene 

in accordance with-Callonge and Perro (Ref 
Zhur-Khimiya, 1955, 260893 1957, 54285) 
forms a mixture of V and 1,1,1-trichlor-2- 
~acetoxy—4-methyl pent ene=4 (VI) with 89 per- 
cent yield. By introducing an ether solu- 
tion of V drop by drop (in the course of 3 
hours) to the suspension of Zn dust in the 
boiling mixture of ether and CH3CO0H 76 
porsent yield of 1,1-dichlor-4-tethylpenta- 
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diene-1,3 (VII) of 165-1709/720 mm boi- 
ling point, 1.5199 neOD, lg< of 4.87 
at 253 mw“ is derived. analoi€ally, by 
conducting the reduction of a mixture of 
V and VI, 62 percent yield of a mixture 
containing VII and its unconjugated isomer 
(of 145=190°/720 mm boiling point of a mix- 
ture 1.4798 ne9D) is obtained, which, iso- 
merized by heating for 1 hour with n-tolu- 
ene sulfohic acid up to 150°, results in 
81 percent yie&d of VII. When mixture of 
O.3 mols of VII and 0.2 mols of diazoace~ 
tic ester are added drop by drop in the 
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course of 4 hours to 005 g of Cu-dust hea- 
ted to 110°, followed by filtering~ou the 
catalyst and subjecting the filtrate to 
fractional distillation, 17.52 ¢ of a mix- 
ture containing ethyl esters of Ia and Ib 
acids is obtained, having } 9=120°/15 mm 
boiling point and 1.4883 n°'D. Purest sample 
of the mixture (with 130-135°/15 mm boiling 
point (bath temperature) and 1.4907 n20p] is 
obtained after hydrolysis and esterification 
of the Ia and Ib mixtures (La Forge, Fs Be 
Berthl, We Fey Je Orge Chemey 1947, 12, 199). 
e@ The purified mixture of esters (15.16 g) is 


Card : 6/9 


APPROVED FOR RELEASE: 08/25/2000 CIA-RDP86-00513R001652420016-4" 


A-RDP86-00513R001652420016-4 


Rage 


CZECHOSLOVAKIA/Chemic al Technology. Chemical H-18 


Products and Their Applications. 
Pesticides. 


Abs Jour : Ref Zhur-Khimiya, No 7, 1959, 24569 


Card 


APPROVED FOR RELEASE: 08/25/2000 


heated for 4 hours at 100° in 80 ml CH,COOH 
and 15 ml of 20 percent HCL (acid), followed 
by pouring into water, extraction with petro- 
leum ether, fractionation yielding 10.5 g 

of viscous o11 that has 100-1100 /002 boiling 
point, which after mixing with 10 ml of n= 
hexane produces 7246 g of Ia and Ib mixture 
of 60-65° melting point. By agitating 2.8 g 
of the preceeding mixture in 20 ml of he- 
xane, 0685 g of Ib having 95~-96.5° melting 
point (from hexane) are obtained. From mo~ 
ther Liquors obtained after the separation 

of Ib, upon extended standing at -30°, 0.15 g 
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of Ia having 88-89° melting point (from 
Hexane) are derived. By heating 0277 € 
Ib with 1 ml SOCl5 in 3 ml of nehexane 
(1 hour on a steam bath), followed by 
dissolving of raw chloranhydride in 5 ml 

Hé» addition of Oce2 g II, and 12 hours 

sfakding of the mixture, 0.2 g of a com- 
sex oster of Ib acid with II are obtai~ 
ned with the boiling point of 140-150/0.2 
mm and n2°D of 1.5274. In conducting com- 
parison tests of insecticidal activities 
of Ib ester and II as against that of al- 

@ letrine (on ordinary house flies), it has 
been established that substitution of methyl 
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groups in the side chain of the chrysanthe- 
mic acid with chlorine atoms does not lead 
to changes in the insecticidal activity of 
a compound, 
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The Relationship between Chemical Structure 
and Industrial Activity of the Pyrethroid 
Compounds. II. Analogues of Chrysanthemic 
Acid Containing Aryl Group. 


Chem. Listy, 1958, 52, No 4, 695-706 


By tho condensetion of diazoacetic ester 
with the substituted derivation of styrol, 
2-aryleyclopropane carbonic acids and the 
esters with alletrolon (I) are obtaincd. 
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In the comparison of insecticidal activi- 
ties of these esters with those of alle- 
trene, it was established that the substi- 
tution of iso-butylene in the chrysanthe- 
mic acid (II) for a phenyl group does not 
lead to the lowering of its activity, How- 
ever, its activity is lowered when the phee 
nyl group is being substituted. The presence 
of hemin CH,-groups in the cyclopropane ring 
of II is esdential from the standpoint of 
insecticidal activity. The most effective of 
all tho esters obtained are (+)-trans-2-phe- 
nyl-33-dimethylcyclopropanecarbonic acid 
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ester (trans-I7T) or its pravoratory anti- 
podes (trans- (+) -IIT) with I. The abso- 
jute configuration of trans=-III has been 
proved. The following aromatd&e carbinols 
Ry RoR » COH aro obtained (using usual 
methods ) from an aldehyde, ketone, or com- 
pound ester and aryl, or dikyl-MgBr, or 

the corresponding MeCl derivatives. Presen=" 
ieee Ry» Roy Ras boiling point in °C/mn, 
n<“D, yield in pordent . Thoy arct Hy Coley 
Cee (IV) 110/15, 165262, 663 CH3, CH3, 
CEN O88, 16369, -743 Calin, Calls, dan- 
35715 ,1451659 643 CH, CH, , O-xylyl; 


zyl, 1 
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e 113/8,°105186, 713 CH3CH,, m=xylyl, 119/20, 
(melting point bo-43 [sic] 1.5129 73 
3,5-dinitrobenzoate IV, melting point of 
133-1349); CH3, CHj, n-chlorbenzyl (V); 
129/11 (340 meitin’ point), =, 73 (3,5- 
129/11 sdenzoate V; melting point 120-127): 
CH) CHa, 2 fpaichtorobenzyl, 135/10, 1.5454 
71 (3 sadinitrohenzoate, molting point 116°) 
The following derivatives of styrol R, « CgéH4 « 
e CH = GCRo)tR ) were obtained in tho3_ hours 
of boiling of the corresponding alcohol with 
30 percent excess of acetic anhydride and 1 


9 
e 
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thod 4), or from the 
corrosto ing 4 Slechol 4n’ the portect wate 
at 300-320° aascae B)e breee! i - 
pote 350 Rj; Ry boiling poin 
Op, bnthosid 
cot at aret ee 
1.5485, Ae ct 


main YL sett/ i. por- 


i 825 Hy ¢ 


to 3 mah rites ssh 
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VI (n2°D = 1.5490 $0 
gare ee from ae outylate K up to 150 4 


sett OR 2 BD 2 tee 
Lemethyl=3-me 

ating (1 hour) n-tolucnesulfonic acid at 

: ature. 2eary1o yet yore synt °. 


H were synthosi~ 
acids Ry Cg gCHC( Ra )(R3 ICHOOOE mols of corre= 


0.1 mols of 
tyrol derivative and O5« 3 
Sponaa re tic ester were added drop oy ee 
to Oel mols of styrol derivative and 1 Fo 
dust in the course of 6 hours 4 
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with the subsequent heating for 1/5 hour 
at 150°. The mixture of corresponding ethyl 
osters;. isolated by vacuum distillation, is 
saponified by boiling for 3 hours with 26 
percent water-alcohol solution of KOH (50 
percent excess). From the mixture of stereo- 
isomeric acids, after the addition of potro~ 
Loum other, the corresponding ciseacid in 
crystalline form (notations of cis=- and trans~ 
refer to corresponding positions of Ry « CéHa 
and COOH prcuee) is usually separatod. The 
non-crystallizing mixtures are converted (by 
& means of 3 hour heating with SOC15) into Cole 
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and trans«VIII are 88-89° and 189" 3m morysue 

point of: Seo ae ee is age )3° ue 

CH fms 114, 7705, 
(rit), he 4, 1b2, -; 123/14 (hot ng 


points of ae oe and: re are 98- 
_bot- 


590. and 1419); CH Cia 40," 
136, » 144/16; ak, 3 ae 

Ling point 135% oa ae 3 Od), (malt 
point of toluidide trans-XI 1s: {45=147°)s 
ACH CHa» City ay 62 12, ies, oy 
105/024; a2c 

1409141; 1 Bac bi Cling. 46 a6, 
174 (27), 96 (2) ~y “3 Hy C ia ae 
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e 58, -, 98, =,» ~e When a mixture of solu~ 
tions of 8.5 g of trans-III jn 50 ml of 
other and 4.2 g (-) ephedrin in 10 ml of 
ether are kept at 0° for 3 hours, 5085 8 
(~)-ephedrin salt of trans~(+)-IfI_of 1 op 
melt in point (from othylacdate), 0c ye 
of +0082 (with 3.13, in Goi sOH) are dori- 
ved. From mother liquors = tér addition of 
4.9 g (-)-ephedrin and after keeping at 0° 
for 5 hours, (#)-ophedrin salt of trans~ 
(cyeIIT of 130-1319 molting point (from 
othylacotate), [4¢ J20 - 33,8° (with 2064 
in CoHs0H) is obtained. And from tho decom~ 
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osition of salts with 4 percent HCl sat 
Pacdd) -yere obtained free trans-(+)-III 

OF B4-85° melting point, [‘% ]20D + 3129° 
(with 4,93 in CoH-0H) and trans-(-)-III of 
84-85,5° melting point, [co J2°D = 32¢2° 
(with 4.85, in re H). Hsters of the pro~ 
ceeding acids an aro obtained with yields 


of approximately 50 percent in a mixture of 
CeHg + oo N from I and chloranhydride of 
d 


corres po g acid when keeping a mixture 
for 1 hour at 0° and 12 hours at approxima=- 
toly 20°. Aftor tho usual treatment of a 
solutdon in CéHé, the raw oster is purified 
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juthor : Suchy, M. and Sora, F. 

Inst Pees 

Ticle : Chernistry of the Terpencs. xC. Synthesis of 1,7- 
dinethyl-4-isopropyl-cyclodecane (Gerrr.craic ) 


cai: Tub: Chen Listy, 52, Wo 6, 2160-1185 (1958) (1 Czech); 
Collection Czcchoslov Chi Cormmn, 23, Ho 12, 2175- 
2180 (1958) (in English with c Tussian surry) 


“bstract: The authors heve synthesized 1, 7-ddinethyl--isopropyl- 
© cyclodecanc (I) which was found to be identical with 
germacranc, obtained by the complete yveduction of 
cgermoacrone. The condensation of CHCH, COT: with 
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(CII) 2. CHICO (ives the diaide of \ ’ 64 ' -dicyanac- 
- A” -isopropylglutaric ecid (II), which on sapofi- 
ention and decarboxyletion cives beta-isopropylglutoaric 
acid (III). The dicthyl ester of III on reduction 
with Linlig Gives 3-isopropylpentenc-1, 5-diol (Iv) 
from which 3-Lsopro. YyL-1, 5-dilode entanc (Vv) is ob 
tained. The condensation of V with CILCiIn(COCC, Ils) 
gives an ester which on saponticationr yiclds (X_ ; 

(X ‘'-dinethy.- YX , XY '-dicarboxy~ 6 -isopropyl- 
nzclaic acid (VI); dccarboxylatior of VI cives OG , 
tedinethyl- © ~isopropylezelaic acid (VII)- 

The heniester of VII (VIII) /sig/ is converted to 
the acyl chloride (02) which by the aaa 
(aie 


reaction cives the dinethyl ester of Ww, 
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aiuethyl- 5 -isopropylsebacic acid (X). The 
acyloin condensation of X gives the hydroxyhetcne 
(xI). The reduction of XI according to Clersinsen 
Cives o nixture fron which I is isolate’ ater hydro- 
genation of the hydrocarbon fraction. ‘The ketone 
fraction is sirilerly converted to pure 1 vic the 
ethylenethioketal ond desulfurization with ay. 
Ni. The IR spectre or synthetic and poatural I 

(the curves orc given) are identical. 9); ous 

CUCH CONT 2 in 50 ial voter are treated dropwise 
with a mixture of 35 os (clts)4 CHCIHC sad 4 gus 
piperidine ond the solution BLSULETeh for 6 hrs 

et 139; II is obtaincd, mp 152°. The hydrolysis of 
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TY by boiling with 259 sib cone HCl gives IIt, op 

1027. The action of NCL (gas) on III in aleohol 

Gives 35.2 (78 of the dicthy} ester of TIT, bp 148- 
1509/15 rm. Reduction of the latter with Lili 

wider the usual conditions gives IV, vy 147-148°/ 

15 1a. Uhen 35 gus IV and 300 cus triphenoxyphosphoniua 
vethyl iodide, added in srmll portions, arc heated 

4 hrs to 60° and the resulting product izixture is 
subjected to chromatcgraphy on 11203 (active towards 

Iv), 57-1 1s of V are obtained, bp 136-)42°/2 mn. 

11 cris V are added to a mixture of 11 gos Cll Cx(COCE, tis) 2 
and 1.4 on Neil in 70 ul toluene, the solut.oh is heated ‘7 
for 1 hr at 110°, the tetracthyl ester is separated, 
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scponified with ucthenolic KOH (10 gus per 100 

nl), the resulting solution is refluxed and treated 
[sic], Giving VI, up 176-1779 (decomp; fron water). 
The decarboxylation of 25.1 gs VI at 1699/15 11 
gives 16.7 ons VIL, bp 180«1820/0.1 mm. 15.7 Gs 
VII in 300 nl ether are trented with 1 mol of an 
ether solution of CW HA and the resulting solution 
is cooled (with stirring); 8.1 gus VIII are obtained, 
vp 145-146°/0.3 x. 8.1 ais VIIE in Cy, react 
with SOCL; to give 8.7 gus X which is added drop- 
wise with cooling to -15° to an ether solution of 
CIHR (prepared frori 2 gus nitrosonethylurea)- The 
diazoketone which is obtained is deco:posed (5 por- 
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pure I, bp 126°/10 ma, n4 9p 1.4713, at! 0.8596. 
0.35 (is BLof bp 149°/10 101 /sericarbazone rp 165° 
(fro: olc)/ is condensed with 0.5 ml (CllySit)z, and 

L nil BFs*(Cyzlls),0 to Give the ethylencth oketel which 
ois des rization with 5 cms of Rancy Ii in 20 mL. 
dioxane (24 hrs), chrom.tography of the hydrocarbon 
on ‘1405, and hydrogenation over Pt (frou PtOg) cives 
I, nd? p 1.4729, a re 0.8571. -~ L. Hovotny. 
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ORIG. Pos, : | 
SESTRACT sor I¥ followed cy oxidation with 311 HNO, to | 


D(+)-isopropylsuccinic acid (V). I deep not 
isom-rize wnen refluxed for 45 min with 16% 
NaGH in aicohol. nen (-)-cadinanedihydro- 
chlo ise is heated wita CH, COONa in CH, COOH 
foll wed by chrosatopraphy on alkaline 41,0, 
foilowed py fractionation in a column with 76 
tnecretical plates packed with Diksone [nic], 
IV is obtained, bp 124°/9 ma, nD 1.5055, azo 
0.9239. 9.5 gms IV are added ovsr 2 bre to 
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ABSTRACT : yields of V ace obtained by the ozonation of 7.8 
ama IV in &O nl CH, COOH and the decomposition of 
the ozonides at 100° with a mixture of 45 ml 
water aod 2.2 nl 30% H,0,. The residue after 
the evaporation of tha solution is oxidized 
(1 hr, 110-120°) with 50% HNO, and V,¢,; after 
the usual treatment, 2.05 gms cf the anhydraae 
of V are obtained which on heating with water 
give V (yield 19%); the latter is purified by 
paper chromatography. The reaction dispereion 
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